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RN 27607-78-9 CAPLUS 

^N^JrNSlJf trifluoro-, dimethylsilylene ester (8CI, 9ci) (CA 



O Me O 

II I I! 

F3C- s- 0- Si- 0- 3- CF3 



Me 



t26 ANSWER 2 OF 13 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

alcohols 

AUTHOR IS) : 

CORPORATE SOURCE: 
SOURCE ; 

DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) ; 
GI 



CAPLUS COPYRIGHT 2000 ACS 
1996:385410 CAPLUS 
125:168110 

Convenient methods for the direct conversion of 
tetr«hydropyranyl ethers into silyl-protected 

and for the removal of tetrahydropyranyl group 

Oriyama, Takeshi; Yatabe, Kaori; Sugawara, Satorai; 

Machiguchi, Yuko; Koga, Gen 

Dep. chem., Ibaraki Univ., Mito, 310, Japan 

Synlett (1996), (6), 523-525 

CODEN: SYNLES; ISSN: 0936-5214 

Journal 

English 

CASREACT 125:168110 



PhCH2 




AB A reagent system of trialkylsilyJL trifluoromethanesulf onate, e.q., 
R3SiOTf ^ ' 

(R3 ■» tBiiMe2, Et3) and NEt3 cleaves readily tetrahydropyranyl (THP) 
ethers, e.g,, Ph (CH2} 30THP, to give directly the corresponding 
trlalkylsilyl ethers, e.g., Ph {CH2 ) 30SiR3, in good yields under very mild 
conditions. Dialkylsilene derivs. of 1,3-dlol, e.g., 1, can be obtained 
in 811 yxeld directly from the corresponding bis-tetrahydropyranyl ethers 
of 1,3-diol, e.g., PhCH2CH (CH20THP) 2 with ( tBu) 2Si (OTf ) 2 . Ale 
tetrahydropyranyl ethers, e.g., Ph (CH2) 30THP, can be deprotected by 
treatment of trxmethylsilyl trtf luoromethane-sulf onate alone to afford 
parent free ales, in good yields. 
IT fl5272-31-7P 

RL: SPN (Synthetic preparation); pRsp (Preparation) 
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(reaction with tetrahydropyranyl ether to give dioxaailane deriv. ) 
RN 95272-31-7 CAPLUS 

CN Methanesulfonlc acid, trifluoro-, bis (1, 1-dimethylethyl ) silylene ester 
(9CI) (CA INDEX NAME) 



t-BU 



F3C- s- 0- Si- o- s- cr3 

ii i I! 

0 t-BU 0 



L26 ANSWER 3 OP 13 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

AUTHOR (S) ; 
CORPORATE SOURCE: 

SOURCE: 

DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) : 
C5I 



CAPLUS COPYRIGHT 2000 ACS 
1995:112683 CAPLUS 
122:10097 

Proton addition to ailylstyrenes : overcoming the 

predilection for protiodesilylation 

Henry, Courtney; Brook, Michael A. 

Dep. chem., McMaster Univ., Hamilton, ON, LBS 4M1, 

Can. 

Tetrahedron (1994), 50(39), 11379-90 
CODEN: TETRAB; ISSN: 0040-4020 
Journal 
English 

CASREACT 122:10097 




AB Normally, organosilyl nucleophiles such as vinylsilanea and allylsilanes 
undergo protiodesilylation reactions with protons - To favor addn, 
reactions under these conditions, the ligands on Si were modified such 
that the leaving group ability and, simultaneously, the .beta . -effect of 
the silyl group is reduced. In the case of allylsilanes, the use of 
dichlorosilyl groups does not significantly favor addn. over substitution 
processes at the olefin. However, with vinylsilanes bearing a 2nd 
.pi . -nucleophile, a dichlorosilyl group can be used to rogloselectively 
direct the formation of two bonds (C-H and C-C) sequentially m a process 
in which the Si is not lost from the wol., but may ultimately be cleaved 
giving diols. Thus, benryldichloroscyrylsilane E-PhCH: CHsiCl2CH2Ph 7, 
after cyclization to 9 (shown as I) in the presence of triflic acid, is 
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INDEX NAME) 



O Me O 

II I II 

r3C- S" o-si-o-s- CF3 

II I II 

O Me 0 




a self-catalyzed silyl 



CAPLUS COPlfRIGHT 2000 ACS 
1994:457557 CAPLUS 
121:57557 

Allyldtmethylailyl trif^ 
nucleophil* 

Brook, Michael A.; Cr^e, Grant D.; Hiemstra, Henk 
Dep. Chem., McMaster/OTniv. , Hamilton, ON, L8S 4M1, 
Can. 

Can. J. Chem. (19^4), 72(1), 264-7 
CODEN: CJCHAG; Z^^f: 0006-4042 
Journal 
English 

CASREACT 121:y?557 

prepd. by a protodesiylation 
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ACCESSION NUMBER: 
DOCUMENT NUMBER: 
title: 

AUTHOR (S) : 
CORPORATE SOURCE: 

SOURCE : 

DOCUMENT TYPE: 
LANGUAGE : 
OTHER SOURCE (S) : 

AB Allyldimethylsilyl triflate 2 may 
reaction 

between diallyldimethylsilane and triflic acid. This coznpd. possesses 
both a silyl-5ub«tituted carbon nucleophile and the Lewis acid necessary 
foe activation of an electrophlle - Upon exposure to an arom. aldehyde 
(e.g., p-MeOC6H4CHO) , the homoaiiylic ale, CH2 :CH2CH (OH) C6H40Me (4) Is 
formed In good yield. The synthetic advantages of the intramol. 
Cope-type 

cyclization reaction are discussed. 
27607-78-99 

RL: FORM (Formation^ nbnpreparative) ; 3PN (Synthetic preparation) ; 
FRTP (Preparation) / 

(formation of, la/the prepn. of allyldimethylsilyl triflate) 
27607-78-9 CAPLUS / 

Methanesulfonic ac^, trifluoro-/ dimethylsilylenc ester (Bci, 9ci) (CA 
INDEX NAME) 



IT 



RN 

CN 



Me 



F3C- S- O- SI- O- S- CFi 

II i !l 

O Me 0 
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ACCESSION NUMBER: 1993:580979 CAPLUS 

DOCUMENT NUMBER: 119:160879 
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TITLE: synthesis of allyl substituted f unctionalized silyl 

trif latAS 

AUTHOR (S) : Uhlig, W, 

CORPORATE SOURCE: Fachbereich Chemie der Martin-Luther*Universitaet 

HalXe-Vittenberg, Postfach 8, Halie/s., O-4010, 
Germany 

SOURCE: J. Organomet. Chem. (1993), 452(1-2), 29-32 

CODEN: JORCAI; ISSN: 0022-32BX 
DOCUMENT TYPE; Journal 
LANGUAGE: German 
OTHER SOURCE (S): CASREACT 119:180879 

AB The highly reactive silyl trlflates are valuable reagents in 
organosilicon 

chem. New difunctional silyl triflatea, R2SiX(0Tf) (X = CH2:CHCH2/ 
CH2:CH, 0CH3; OTf = OS02CF3) have been prepd. by substitution of allyl or 
Ph groups at silicon by the trif luormethanesulf onyl group. The presence 
of the electron-withdrawing triflate group leada to a strong deactivation 
of the other subscituents at the aillcon atom, and therefore the 
displacement of a second group is much slower than the first step. For 
this reason a stepwise substitution on the silicon atom has been found. 
The reaction rate of the cleavage of the Si-y bond decreases in the order 
(Y = ) CH2:CHCH2 > Ph > CH2:CH, CH.tplbond.C, OMe > Me. 

IT I50443-33-7P 

RL: SPN (Synthetic preparation); prep (Pr«parat:lon) 
(prepn. of) 

RN 150443-33-7 CAPLUS 

CN Methanesulfonic acid, trifluoro-, ethenylmethylsilyiene ester (9ci) (CA 
INDEX NAME) 



Me 



F3C-S-0-Si- CH= CH2 

' I? 

O- S- CF3 

li 

O 
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ACCESSION NUMBER: 
DOCUMENT NUMBER: 
title: 
AUTHOR (S) : 
CORPORATE SOURCE: 

SOURCE : 

DOCUMENT TYPE: 

LANGUAGE : 

OTHER SOURCE (S) : 



CAPLUS COPYRIGHT 2000 ACS 
1989:212896 CAPLUS 
110:212896 

Synthesis of diorganosilyldiacetic acid esters 
Uhlig, Wolfram; Tzschach, Alfred 

Se)ct. chem., Martin-Luther-Univ. Halle-Wittenberg, 

Halle/Saale, DDR-4050, Ger. Dem. Rep. 

Z. Chem. (1988), 28(3), 104-6 

CODEN: ZECEAI*; ISSN: 0044-2402 

Journal 

German 

CASREACT 110:212896 
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DOCUMENT NUMBER: 104:19629 

TITLE: Reactions of triaikylsilyl 

trifluoromethanesulfonates . 

III. Synthesis of 
1, 3-bis (trimethylsiloxy) -1, 3-diene5 

and 3-trimethyisiloxy-2-butenoates eilylated m 
position 4 

AUTHOR (5); Kraegeloh, Konrad; simchen, Gerhard; Schweiker, Kurt 

CORPORATE SOURCE: Inat. Org. Chem., Biochem. Isotopenf orsch . , Univ. 

Stuttgart, Stuttgart, D-7000/80, Fed. Rep. Ger. 
SOURCE: Liebigs Ann. Chera. (1985), (12), 2352-62 

CODEN: LACHDL; ISSN: 0170-2O41 
DOCUMENT TVPE: Journal 
LANGUAGE; German 
OTHER SOURCE(S): CASREACT 104:19629 

AB Silylation of RCOCHR1COCH2R2 (R = Me, Me3C, Et, Ph, H, RRl « (CH2)x, x = 
1, 2, 4; R2, R3 = H, Me, R2R3 = (CH2)3} with F3CS03SiMe3 in the presence 
of Et3N in Et20 at 0. degree, gave 15 Me3SiOCR: CRlC (0SiMe3) : CHR2 . 

IT 27607-78*9P 

RL: RCT (Reactant); SPN (synthetic preparation); PREP 
(Frspuatlon) 

(prepn. and silylation by, of diketones) 

RN 27607-78-9 CAPtUS 

CN Methanesuifonic acid, trifluoro-, dimethyl silylene ester (9CI, 9CI) (CA 
INDEX NAME) 



0 Me O 

11 I II 

F3C- s- o- Si- o- s- cr3 

0 Me O 



L26 ANSWER 11 OF i: 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

trichloride 

AUTHOR (S) : 
CORPORATE SOURCE : 



90089, 
SOURCE : 

DOCUMENT TYPE: 
LANGUAGE : 

AB CF3S03SiR3 (I; 
complexes with 
[ .DELTA. .delta 



CAPLUS COPrRIGHT 2000 ACS 
1984:510993 CAPLUS 
101:110983 

Organometallic chemistry. 21. Silyl 
trif luoromethanesulfonate ( triflate) -boron 

(tribromide) complexes 

Olah, George A. ; Laali, Khosrow; Farooq, Omar 
Donald P. and Katherine B. Loker Hydrocarbon Res. 
Inst., Univ. South California, Los Angeles, CA, 

USA 

Organometallics (1994), 3(9), 1337-40 
CODEN: 0RGND7; ISSN: 0276-7333 
Journal 
English 

R = Me, Et) form strongly polarized donor-acceptor 
BX3 (X = CI, Br) . Deshielding of the 29Si NMR sites 
29Si (BC13) 28.81 and 32.26, ppm, resp . ] and shielding of 



Page 9 



04/24/00 MON 09:35 FAX 703 




922 



PTO TC 1600 




@006 



Page 10 



IIB NMR shifts characteristic Cor tet racoocdinated B are consistent with 
the devftJLopmant of partial pofi . charge at Si involving o-coordination of 
BX3 with I. No ionization to silicenium ions occurs. Similarly, I (R3 = 
(CHMe2)Me2, Bu3] gave donor-acceptor complexes on reaction with 8C13 
( .DELTA. .delta. 30.51 and 25.18, reap.). In general, BC13 interacted 
more strongly than BBr3. The reaction of a no. of other alkylarylsilyl 
triflates or dialkylsilyl ditriflates with BX3 was also studied. 
Deshielding of 29Si NMR shifts decreased with increasing steric bulkiness 
of Che alkyl ligands on Si, as in I |R3 « {CHMe2)3, (CMe3)Me2) . Ligand 
exchange of I with BX3 competes in these reactions, the rate increasing 
significantly with the temp, or reaction time. The reaction of I (R = 
alkylthlo) with BC13 at low temp, only gave ligand exchange, as did AIC13 
and AlBr3 with T. The reaction of Me3SiOR (R * Me, EC, Ph) with BBr3 
(-30. degree- ) or with BCi3 <-75 .degree. ) gave the corresponding Me3six 

and 

R0SiX2, indicating initial coir^lexation followed by rapid Si-0 cleavage. 
The initial coraplexation, however / could not be obsd. by NMR. Attempts 

to 

utilize the I-BX3 systems as electrophilic trialkylsilylating agents for 
aroms. were unsuccessful. 

IT ni5a-34-dp 

RL: PRP (Properties); SPN (Synthetic preparation) ; PBEP 
( Preparation) 



RN 91158-34-8 CAPLUS 
CN Methanesulfonic acid, trifluoro-, diethylsilylene ester (9CI) (CA INDEX 
NAME) 



(prepn. and NMR of) 



O Et 




o 



F3C-S- 0-Si 

!i I 

O Et 



0- 



L26 ANSWER 12 OP 13 
ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 



CAPLUS COPYRIGHT 2000 ACS 
1983:160785 CAPLUS 
98:160785 

Diisopropylsilyl ditriflate and di-tert-butylsilyl 
dicriflate: new reagents for the protection of diols 
Corey, E. J.; Hopkins, Paul B. 

Dep. Chem. , Harvard Univ., Cambridge, MA, 02138/ USA 
Tetrahedron tatt. (1982), 23(47), 4871-4 
CODEN: TELEAY; ISSN: 0040-4039 
Journal 



AUTHOR (S) : 
CORPORATE SOURCE: 
SOURCE : 



DOCUMENT TYPE: 

LANGUAGE : 

GI 



English 
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AB R2Si (03SCr3) 2 (I; R = CHMe2, CMe3)y prepd. from R2SiHCl and F3CS03H, and 
treated with 1,2-, 1,3-, and 1,4-diols at . apprx . 25 . degree . in the 
presence of 2,6-lutidine to give the corresponding dialkylsilylene 

derivs . 

in high yield. E.g., treatment of Me2C(CH20H)2 with I (R = CHMe2, CMe3) 
in CDC13 contg, 2,6-lutidinc gave silylene derive. II (R » CHMe2, CMe3) 
quant, and in 95% yield, reap. The ease of formation, hydrolytic 
stability, and facile deprotection of the dialkylsilylene derivs. of 1,3- 
and 1, 4-diols makes these protective groups useful in the selective 
transformation of polyhydroxy con^ds . , esp. sugars. 
IT 65272-30-69 65272-31-77 

RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP 
< Pr^pa ra t i on ) 

(prepn. and cyclocondensation reactions of, with glycols) 
RN 65272-30-6 CAPLUS 

CN Methane«ul£onic acad, trifluoro-, bis { 1-methylethyl) silylene ester (9CI) 
(CA INDEX NAME) 



I 



i-Pr 

i 



F3C- S- O- Si- O- S- CF3 

!l i II 

O i-Pr 0 



RN B5272-31-7 CAPLUS 

CN Methanesulf onic acid, trifluoro-, bis (1, 1-dimethylethyl) silylene ester 
(9CI) (CA INDEX NAME) 



O t-Bu O 

II I !| 
F3C- S- O- Si- 0- S- CF3 

II i ij 

0 t-BU O 



L26 ANSWER 13 OF 13 CAPLUS COPYRIGHT 2000 ACS 
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DOCUMENT NUMBER: 72:99942 

TITLE: Reactions of perfluoroalkanesulfonlc acids. II. 
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AUTHOF(S) : 
CORPORATE SOURCE: 

SOURCE : 



Chemistry of perf luoroaikanesulfonic acids 
Schmelsser, Martin; Sartori, Peter; Lippameier, Bernd 
Inst- Anorg. Chem. Eiektrochem. , Tech. Hochach. 
Aachen, Aachen, Ger. 
Chem, Ber, (X970I, 103(3), 868-79 
CODEN: CHBEAM 
Journal 
German 

in 90% yield from CS2 and HgF2 via Hg|SCF3)2, which 



Reaction of RS03H (where R = CF3 or C2F5) with 



DOCUMENT TYPE: 
LANGUAGE : 

AB CF3S03H was prepd 
was 

oxidized by H202. 
elements 

of Groups 4a and 4b was studied. Zr(OS02R)4 and Th|OS02R)4 were easily 
prepd. in quant, yield. From TiCl4 only Ti(OS02R)2Cl2 and Ti(OS02R)3Cl 
were obtained. Attempts to prep, the tetrasulf onates of Si, Sn, and Pb 
failed, but compds. of the type RlnM (0S02RI 4-n (where R = CF3 or C2F5; Rl 
= Me or Ph; M = Si, Sn, or Pb; and n = 1, 2, or 3) were produced. 
27607-7B-9P 27607-82-5? 

RL: SPN (Synthetic preparation); feep (Preparation) 

(prepn. of) 
27607-78-9 CAPLUS 

Methanesulf onic acid, trifluoro-, dimethyl silylene ester (8CI, 9CI) (CA 
INDEX NAME) 



IT 



RN 

CN 



0 Me O 

li ! II 

F3C- s- 0- Si- 0- s- CF3 

li ! il 

O Me O 



RN 27607-82-5 CAPLUS 

CN Ethanesulfonic acid, pentafluoro-, dimethylsilylene ester (8CI) (CA 
INDEX 

NAME) 



Me 



F3C- CF2 " $~ 0- Si- O- S- CF2- CF3 
II I II 

0 Me O 
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